
MTL TR 92-3 AD-A248 741 1AD

DIELECTRIC PROPERTIES OF POLYMER MATRIX
COMPOSITES PREPARED FROM CONDUCTIVE
POLYMER TREATED FABRICS

LOUISE C. SENGUPTA and WILLIAM A. SPURGEON
CERAMICS RESEARCH BRANCH

February 1992

DTIC
Approved for public release; distribution unlimited. Pl L T  19

92-09604

US ARMY
LABORATORY COMMAND U.S. ARMY MATERIALS TECHNOLOGY LABORATORY
MT1JIM rIED oeK I. m.a y Watertown, Massachusetts 02172-0001



The findings in this report are not to be construed as an official
Department of the Army position, unless so designated by other
authorized documents.

Mention of any trade names or manufacturers in this report
shall not be construed as advertising nor as an official
indorsement or approval of such products or companies by
the United States Government.

DISPOSITION INSTRUCTIONS

Destroy this report when it is no longer needed.
Do not return it to the originator.



UNCLASSIFIED
SECURITY CLASSIFICATION OF THIS PAGE (Mfum Data Engared)

REPORT DOCUMENTATION PAGE READ INSTRUCTIONS
REPORT__ DOCUMENTATION _PAGEBEFORE COMPLETING FORM

1. REPORT NUMBER 2. GOVT ACCESSION NO. 3. RECIPIENT'S CATALOG NUMBER

MTL TR 92-3 -
4. 1ILE (and Subtile) 5. IYF'E F rI-OHR & PEHIOD COVEH:U

DIELECTRIC PROPERTIES OF POLYMER MATRIX Final Report
COMPOSITES PREPARED FROM CONDUCTIVE
POLYMER TREATED FABRICS 6. PERFORMING ORG. REPORT NUMBER

7. AUTHOR(s) 8. CONTRACT OR GRANI NUMBR(s)

Louise C. Sengupta and William A. Spurgeon

9. PERFORMING ORGANIZATION NAME AND ADDRESS 10. PROGRAM ELEMENT. PROJECT, TASK
AREA & WORK UNIT NUMBERS

U.S. Army Materials Technology Laboratory
Watertown, Massachusetts 02172-0001
SLCMT-EMC

11. CONTROLLING OFFICE NAME AND ADDRESS 12. REPORT DATE

U.S. Army Laboratory Command February 1992
2800 Powder Mill Road 13. NUMBER OF PAGES
Adelphi, Maryland 20783-1145 16

14. MONITORING AGENCY NAME & ADDRSS (fdiffewrg fron Coniroing ffice) 15. SECURITY CLASS. (of thi report)

Unclassified

15a. DECLASSIFICATIONDOWNGRADING
SCHEDULE

16. DISTRIBUTION STATEMENT (oftis Report)

Approved for public release; distribution unlimited.

17. DISTRIBUTION STATEMENT (of the abstract etered in Block 20, af differ.t from Report)

18. SUPPLEMENTARY NOTES

19. KEY WORDS (Continue on revene side if neceSmoy and idenify by block number)

Conductive polymers Dielectric properties
Microwave measurements S-glass composites
Polyester resins Polymers
Composites

20. ABSTRACT (Continue on rewem side if necesmoy and identify by block number)

(SEE REVERSE SIDE)

FORM EDITION OF 1 NOV 65 IS OBSOLETEDD 1 JAN731473 UNCLASSIFIED__

SECURITY CLASSIFICATION OF THIS PAGE I Whten Dita E'merd)



SECUT CLASSkIFIATION OFTHISPAGEWhI Data Entvd

Block No. 2Q

ABSTRACT

The dielectric functions of polypyrrole-treated polyester fabric and polypyrrole-treated
S-glass fabric in polyester resin matrix composites have been calculated from free-space
reflectance data in the 26.5 GHz to 40 GHz range. The data indicate that for the
polypyrrole-treated polyester fabric/polyester resin composites, the imaginary part of the
dielectric function can be described by a conductivity over frequency relationship. On
the other hand, the real part of the dielectric function for these composites changes
much less than the imaginary part when the conductivity of the fabric is increased.
Similar results were found for the polypyrrole-treated S-glass in polyester resin compos-
ites. However, the real part of the dielectric function for these composites increases
faster than for the polyester fabric composites. Scanning electron microscopy (SEM)
indicated that the difference in behavior between the treated polyester/polyester and the
treated S-glass/polyester composites can be due in part to nonuniform coating of the
glass fabric. In contrast, the real part of the dielectric functions of several composites
fabricated using S-glass woven roving with more uniform coatings were no larger than
composites of the untreated rovings.

UNCLASSIFIED_...
SECURITY CLASSIFICATION OF THIS PAGE (When Data Ernered)



CONTENTS

Page

INTRODUCTION ................................................ 1

EXPERIM ENTAL ................................................ 1

RESULTS AND DISCUSSION

Polyester Fabric Composites ..................................... 4

S-glass Fabric Composites ....................................... 7

CO NCLUSIO N .................................................. 13

Aooess- 1 2on For
NTIS Gp.A
DTIc TAB
Un "nojuneed
Just f I catlon_

Dy-st-jb- to__ / "

IAvallabtlIttv ;

Dist iAvali / I--

fISpca



INTRODUCTION

Conductive polymer treated fabrics and their composites are of great interest for their
potential applications in electronic systems ranging from charge dissipation elements to shield-
ing materials. Knowledge of the dielectric properties of conductive polymer-treated fabric poly-
mer matrix composites is essential to design of these materials for electronic and/or microwave
applications.

Composites of conductive polymer (CP) coated fabrics were expected to behave as essen-
tially continuous conducting media, as opposed to granular media with discrete conducting
particles such as carbon. It was anticipated that the dielectric behavior of the CP composites
may be significantly different from that of granular composites in that it may be possible to in-
troduce substantial dielectric loss without significantly altering the real part of the dielectric
function.

This report presents results for the dielectric functions of composites of polypyrrole-
treated polyester and polypyrrole-treated S-glass in polyester resin obtained from free-space re-
flectance measurements in the KA band (26.5 GHz to 40 GHz). A series of samples were
fabricated from treated polyester and S-glass fabrics (with various DC conductivities) and were
examined. Measurements of composites of several weaves of treated S-glass were also taken.
Scanning electron microscopy (SEM) was performed on some of the samples to aid in the in-
terpretation of the results of the microwave measurements.

EXPERIMENTAL

The samples were prepared from fabric treated with polypyrrole at Milliken Research Cor-
poration using a process which encases each individual fiber of the textile assembly with a
smooth, nominally uniform, adherent layer of conductive polymer.' The polymerization of the
textiles takes place at the surface of the fibers by controlling the reaction parameters such as
monomer concentration, pH, and oxidizing agent. The reaction for the polymerization process
commonly uses organic sulfonic acids as doping agents and the rate of reaction is controlled
by introducing sulfosalicylic acid. The conductivity of the textile is varied by changing the
amount of monomer available for the treatment of one particular batch of fabric. Aging, due
to humidity, can have an effect on the electrical properties of the fabric and, as will be seen,
can reduce the conductivity of the resultant composite.

The treated fabrics include the following:

(1) Milliken style 205 polyester fabric, a textured balanced twill weave with the same
number of picks and ends suitable for clothing use. The doping agent used was
1,5-napthalene sulfonic acid.

(2) JPS S2-glass fabric style 016781, an 8.8 oz. basket weave, 55 picks by 57 ends with a
JPS 09827 finish. The doping agent used was anthraquinone-2 sulfonic acid.

(3) A 5 x 5 S2-glass 24 oz. woven roving with an Owens Corning 463 finish. The doping
agent used was 1,5-napthalene disulfonic acid.

I. GREGORY, R. V., KIMBRELL., W. C., and KUHN, H. 11. Synth. Met., v. 28, C-823, 1989.



(4) A 3 x- I S2-glass 27 oz. woven roving with an Owens Corning 933 finish, nominally equiv-

alent to the JPS 09827 finish. The doping agent used was anthraquinone-2 sulfonic acid.

Dnly one conductivity was available for the fabrics listed in 3 and 4 above.

Composites of the polypyrrole-treated textiles were fabricated by laminating the layers of
Fabric with wet polyester resin (Owens Corning E-780) and subsequently processing the com-
posites using the standard vacuum bag cure cycle for polyester-based material. The required
thicknesses of the composites were determined by the desired appearance of structure (pro-
Juced by multiple quarter-wavelength or half-wavelength interference patterns) in the mea-
;':red reflectance.

The free-space reflectance apparatus used in this experiment is comprised of a Hewlett-
Packard back wave oscillator source (HP 8690B) and a scalar network analyzer (HP 8757A)
along with an attenuator, dielectric lens (or focusing horn), and a receiving antenna mounted
cn an X-ray defractometer turntable. The reflected amplitude was measured at angles of inci-
dence of 160 and 450 as well as at a polarization parallel to the plane of incidence. At each
angle, an open circuit (sample without a metal backing) and a short circuit (sample with
metal backing) measurement was made.

The resultant data were analyzed by assuming that the radiation was a plane wave inci-
dent on a bulk slab of material at an arbitrary angle of incidence. The electromagnetic fields
at the front surface of a material can be related to those at the back surface of the same
slab of material by the expression 2'3

H1 = kd)cos(kd) I-[H2],(1

or

[H,] C [E2 (2)

2
From the above formulation for the 2 x 2 matrix C, cll = c22 and c2 1 = C12/q . Also, as
shown in Equation 1, E and H are the electric and magnetic fields, d is the thickness of the
slab, k is the propagation constant, and q is the input impedance. For parallel polarization
q = z cos 0 where Z = eI/ and - and ,u are the dielectric and permeability functions (which
are in general complex quantities). Also,

cos 0 207

1 e'U (3)

I CORNBLEET. S. Microwave Optics. Academic Press, Inc., New York, NY, 1976, p. 160-185.
L JONES, D. S. The Theory of Electromagnetism. Pergamon Press, New York, NY, 1964, p. 316-329.
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where Oi is the angle of incidence. The propagation coefficient k is defined by the expression

k = 2;rf V' --icoso (4)

where f is the frequency of the incident radiation and c is the speed of light.

In general, the input impedance of the material is given by

Zinput - - C2l ZS + c22  
(5)

where Zs = the impedance of the sample. From Equation 5 the reflected power (db) is thus

R(db) =2Ologlo Znu 7
Zinput + qo

where (6)

h° = 1- sin 2 0

For the short circuit measurement (sdmple with a metal backing), Zs = 0 and Equation 5
simplifies to

C12(7
Zinput = C22 (7)

For the open circuit measurement Zs = io, where the value of r1o was given in Equation 6.
This is substituted into Equation 6 to obtain

cllo + C12  (8)
C21 o + c 22

The input impedance for both of the above cases can be substituted into Equation 6 to ob-

tain the reflected power (db) for the desired fit to the measured data. The permeability u was

set to equal to 1 since the materials are nonmagnetic. Since no phase data were available, it

was necessary to fit the observed data using the above expressions for the reflected power. An

initial estimate of e' (the real part of the dielectric function) was obtained from the position of

the quarter-wavelength minima and an initial value of a, the conductivity was obtained from the

DC value and related to e" (the imaginary part of the dielectric function) by r" = (367r x 10 l1

a)/(2,,rf). An iterative procedure was then used to obtain a value of e = c' - ie" which fit the

data satisfactorily at both 160 and 450. The procedure assumes e' and a arc constant over the

frequency range. This proved to be consistent with the data, although the sensitivity of the data

to variation in e' is small for the highest conductivity values. The values for the uncertainty in

the reported results represent the change in the parameter needed to make a noticeable difference
in the fit to the data.

3



RESULTS AND DISCUSSION

Polyester Fabric Composites

Figures la and lb show, respectively, the measured reflectance and the fit generated
using the above described formulation, for the open circuit case at angles of incidence of 160
and 450, of the untreated polyester in polyester resin matrix composite, thickness = 0.952 cm.
The best fit to the data was obtained by assuming e' = 2.65, e" = 0.05, and a = 0. The po-
sition of the minima and maxima and the magnitude of the reflected power determine the
value for the fitted parameters. In this case, the fabric was not conductive and, therefore,
the incident beam penetrated throughout the entire sample and multiple half-wavelength inter-
ference is observed. Figures 2a and 2b show the measured reflected power and the subse-
quent best fit to the data (for the open and short circuit measurement) at an angle of
incidence of 160, of the polypyrrole treated, 5000 ohms/square DC resistance, polyester resin
matrix composite. The best fit was obtained by assuming e' = 2.7 and a = 0.004.

0~ ~ Fi I a
~]ii

12 6.5 40

- Fig. 1(b)~16 '

tI-Lu

Lui

-40 4
26 40

FREQUENCY (GHz)

Figure 1. (a) The measured reflectance from untreated polyester/polyester
composite from 26.5 GHz to 40 GHz, (b) the best to the above data using
c' = 2.65 and e" = 0.05.
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Figure 2. (a) The measured reflectance, open and short circuit, from a poly-
pyrrole-treated, 5000 ohms/square DC resistance, polyester resin composite at
Oi = 160, (b) the best fit to the measured data assuming e' = 2.7 and a = 0.004.

The fitted parameters for e' and a, nominal DC resistance, and the sample thicknesses
for all of the polypyrrole polyester in polyester resin composites are given in Table 1.

Table 1. BEST FIT PARAMETERS, e' AND a, OBTAINED FROM THE MEASURED
REFLECTANCE IN THE 26.5 GHz TO 40 GHz REGION, OF THE POLYPYRROLE-

TREATED POLYESTER IN POLYESTER RESIN MATRIX COMPOSITE

DC Resistance r Sample Thickness

(ohms/square) (S/cm) (cm)

--- 2.65 ± 0.003 0.00 ± 0.0005 0.952

5000 2.70 ± 0.050 0.004 ± 0.001 0.419

2190 2.80 ± 0.050 0.012 ± 0.005 0.957

750 2.80 ± 0.100 0.030 ± 0.005 0.226
400 4.20 ± 0.200 0.060 ± 0.005 0.203, 0.152

(3.10") (0.030*) (0.226*)

290 4.00 ± 0.200 0.060 ±0.005 0.152

180 4.50 ± 0.200 0.090 0.005 0.152

70 5.5 ± 0.500 0.150 ± 0.005 0.152

40 6,0 ± 0.500 0.450 ±10.008 0.170
*Indicates a sample fabricated from a textile exposed to room humidity for several months.
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Figures 3a and 3b show, respectively, e' versus a and e' versus e" at 35 GHz. For lower
values of a, the relationship is linear and for a up to 0.03 e' changes very little from the
value for the base composite (2.8 as compared to 2.65). For higher conductivities the real
part of the dielectric function continues to increase and becomes nonlinear for a > 0.09. In
Figure 4, e" versus frequency is shown. This plot was obtained by using the conductivity over
the frequency relationship mentioned above.

0.5 /

0.4 /
.>. /

5 0.3 /
/~/

z 0.2 /
0

~/
0.1 - 3(a)

7

0.0 1 I

3 4 5 6 7
' (REAL PART OF THE DIELECTRIC FUNCTION)

3.5.27 (.;I I

S

S(b)

I

30
3

Figure 3. (a) e' versus a for polypyrrole-treated polyester in polyester resin
matrix composites, (b) e' versus e for polypyrrole-treated polyester in polyes-
ter resin matrix composites.

As shown in Table 1, the effect of humidity on the treated fabric is shown by comparing
the results for the fitted data fo- a composite fabricated with fabric which had been exposed
to room environment for several months to a composite made from newly treated textile. As
was expected, the fabric which was exposed for a long duration to roota humidity has a much
lower conductivity, a = 0.03, as compared to the newer fabric, a = 0.06. Aging of the DC
electrical properties of the treated fabrics has been fully explored in a previous publication. 1
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Figure 4. r" versus frequency, as obtained from a conductivity over
frequency relationship, for the polypyrrole-treated polyester in polyester
resin matrix composites.

S-glass Fabric Composites

The results for the untreated 8.8 oz. S-glass polyester resin matrix composite are shown
in Figures 5a and 5b. In Figure 5a, the measured reflectance for the open circuit (without
metal backing) at angles of incidence of 169 and 450 are shown. The best fit to the data in
Figure 5a, assuming -' = 4.05, E" = 0.05, a = 0, and sample thickness = 0.635 cm, is shown
in Figure 5b. As for the untreated polyester/polyester composite, the incident radiation pene-
trates through the entire sample and half-wavelength interference patterns are observed. An
8.8 oz. five harness satin weave rather than the basket weave fabric was used for this sample
since none of the latter was available. The observed value is comparable to that obtained
with other S-glass composites of comparable fiber volume.

The results for the measured and fitted data for the polypyrrole-treated S-glass sample,
DC resistance 689 ohms/square, at angles of incidence of 16 and 450 are shown in Figures
6a and 6b, respectively. The best fit to the date was obtained with ' = 8.5 and a = 0.100.

A summary of the values obtained for e' and a along with the sample thickness and DC
resistance for the polypyrrole-treated 8.8 oz. S-glass polyester resin matrix composites are
shown in Table 2. In Figures 7a and 7b, e' versus a and e' versus e" for the treated S-glass
composites are shown. The behavior is linear even for the highest conductivity measured
(a = 0.25). In Figure 8, a plot of e" versus frequency has been obtained from a conductivity
over frequency relationship. As was the case for the polyester/polyester composites, -" dis-
plays more metallic behavior with increasing conductivity.

7
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Figure 5. (a) The measured reflectance (open circuit) at 01 = 160 and 450,
for the untreated S-glass polyester resin matrix composite, (b) the best fit
to the data, assuming c' = 4.05, ef = 0.05, and a = 0.

A aol Jf ilnclide cei! 6°

0r -I hI iel I I--I--

,, Fig. 6(b)
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Figure 6. (a) The measured reflectance for the polypyrrole-treated S-glass,
689 ohms/square, polyester matrix composite at 01 = 160 and 450, (b) the
best fit to the data in figure 6(a) assuming e' = 8.5 and a = 0.100.
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Table 2. BEST FIT PARAMETERS, e' AND a, OBTAINED FROM THE MEASURED
REFLECTANCE IN THE 26.5 GHz TO 40 GHz REGION, OF THE POLYPYRROLE-

TREATED S-GLASS POLYESTER RESIN MATRIX COMPOSITE

DC Resistance a Sample Thickness

(ohms/square) e (S/cm) (cm)

--- 4.05 ± 0.005 0.00 ± 0.0005 0.635

226 7.00 ± 0.10 0.050 ± 0.005 0.102

1487 6.80 ± 0.050 0.080 ± 0.005 0.102

689 8.50 ± 0.100 0.100 ± 0.005 0.102

458 9.00 ± 0.200 0.110 ± 0.005 0.102

279 10.0 ± 0.500 0.200 ± 0.010 0.102

127 12.0 ± 0.500 0.250 ± 0.020 0.102

0.3

0.2-

0.1

Q 0I~ 7(a)
0.0 , - -•

a 10 12 14

(REAL PART OF THE DIELECTRIC FUNCTION)

IS

I 10 27 GI1
10

7 (b)

4 a3 10 12 14

Figure 7. (a) e' versus a for polypyrrole-treated S-glass in polyester
resin matrix composites, (b) E' versus e" for polypyrrole-treated S-glass
in polyester resin matrix composites.
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Figure 8. E" versus frequency, as obtained from a conductivity over
frequency relationship, for the poypyrrole-treated S-glass polyester
resin matrix composites.

Two treated S-glass woven rovings were also examined. Only one conductivity for each
was available, but the results are in sharp contrast to the 8.8 oz. materials. For the 5 x 5,
24 oz. roving, the base composite dielectric constant is 4.14 -i0.05, whereas the treated roving
composite showed a real dielectric constant of only 3.4 and a conductivity of 0.09. The 3 x
1, 27 oz. roving based composite had a dielectric constant of 3.8-i0.10, while the treated rov-
ing had a real dielectric constant of 3.8 and a conductivity of 0.05.

The increase in E' with conductivity for the 8.8 oz. S-glass composites is more than pro-
portionally larger than that of the polyester fabric composites and is larger than that of the
two heavy roving S-glass composites. This suggests that the 8.8 oz. S-glass composites are
somewhat more granular in nature; i.e., that the coating may not be continuous on the fab-
rics. SEM analysis of the coatings was, therefore, performed to try to validate this hypothesis.

SEM images of a polypyrrole-treated polyester fabric, 2190 ohms/square (DC measure-
ment) and a polypyrrole-treated S-glass textile, 1487 ohms/square (DC measurement) are
shown in Figures 9 and 10. The polyester fabric at both magnifications does not show any
areas which are charging up (see Figures 9a and 9b) even at such a low conductivity. On
the other hand, the treated S-glass (see Figures 10a and 10b) shows distinctive regions on the
sample at both magnifications which are charging up due to a lack of or a much thinner con-
ductive coating in these areas.

The 8.8 oz. S-glass fabrics were initially sized with the Owens Corning 463 sizing. Since
this sizing is not optimum for the polypyrrole treatment, it was burned off and the fabric was
subsequently cleaned in methylene chloride and resized with the JPS 09827 finish prior to
polypyrrole coating. It is possible that the fabric was somewhat dirty on a microscopic scale
as a consequence, which could well lead to uneven coating distribution. All SEM samples of
this S-glass fabric showed the charging behavior from the evidently nonuniform coating. The
5 x 5 roving also looked uniform microscopically, although a few macroscopic patches of un-
treated fabric were noted.

10
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Figure 9. (a) SEM of polypyrrole-treated polyester, 2190 ohms/square DC re-
sistance, polyester resin matrix composite, magnification 26.8X, (b) SEM of
polypyrrole-treated polyester, 2190 ohms/square DC resistance, polyester
resin matrix composite, magnification 344X.
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CONCLUSION

The dielectric properties of polypyrrole-treated polyester fabric and S-glass fabric polyester
resin matrix composites with various conductivities have been obtained from frce-space reflec-
tance data in the 26.5 GHz to 40 GHz range. The treated polyester/polyester composites
show very little change in e' as compared to the untreated material up to a = 0.09 beyond
which the dielectric behavior is nonlinear. The coating on the fibers used in these compos-
ites appears to be uniform from the SEM images that were obtained. On the other hand,
the treated 8.8 oz. S-glass composites have dielectric behavior very different from the base
composite, and this behavior is linear up to a = 0.25. The coating on the fibers used in
these composites is, apparently, not uniform as determined from SEM images. This nonunifor-
mity, probably attributable to processing difficulties, may contribute to the more granular be-
havior of the electrical properties in this frequency range. Two lifferent treated S-glass
woven rovings were also examined. Composites of these rovings exhibited electrical behavior
similar to that of the polyester fabric composites.

Studies of the dielectric behavior of these composites in other frequency bands are
planned.
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